Experimental
Materials and Methods. All solvents were dried and distilled before usage. Reactions were done in inert atmosphere (Ar or N 2 ). All reagents were obtained from commercial sources. Before using, all glassware was oven or flame dried. NMR analysis was carried out on 300, 400, and 600 Brüker spectrometers running Topspin 2.1 and 3.5 software. Probes were equipped with gradients and VT (variable temperature) accessories. Chemical shifts are given in δ, and coupling constants J are given in Hz. Melting points were determined using a capillary melting point apparatus. Mass spectra (HRMS) measurements were recorded using an LTQ Orbitrap XL or double focusing sector (DFS) mass spectrometer, and the molecular mass-associated ion was determined by electrospray ionization, fast atom bombardment, or electron ionization. Infrared spectra were recorded on an FT-IR spectrophotometer as CHCl 3 solutions or neat and are reported in wave numbers (cm The reaction mixture became deep red-purple throughout the addition, and some white precipitate was observed. The mixture was allowed to stir at room temperature until full consumption of starting material (6 h). Reaction mixture was acidified with 3 M HCl (100 mL). The product was extracted with DCM (6 x 150 mL). The combined organic layers were washed with saturated ]-8-undecene (17a) 2 The solution of diol 16a (6.3 g, 23.5 mmol) and p-toluensulfonic acid (cat., tip of a spatula) in 2,2-dimethoxypropane (63 mL) was mixed at room temperature until the full consumption of diol (5 h, vide TLC). The reaction mixture was cooled to 0 °C and was followed by the addition of water (15 mL) NaIO 4 (5.01 g, 23.5 mmol). The solution of methyl hydroxycarbamate (MocNHOH, 2.35 g, 25.85 mmol) in methanol (30 mL) was added dropwise. The reaction mixture was left to warm up to room temperature and stir for 12 h at room temperature, then it was quenched with saturated Na 2 S 2 O 3 solution (25 mL) and volume of the mixture was reduced under vacuum. The aqueous layer was extracted with DCM (3x250 mL), the organic layer was dried with MgSO 4 , filtered, and the product was concentrated, dissolved in DCM (50 mL) and passed through a plug of silica. The crude product was purified by column chromatography (gradient EtOAc:Hex (9:1) to (4:1)) and 17a
was obtained as white crystals (6.4 g, 68 %) Methyl ((3aS,4R,7R,7aR)-7-hydroxy-7'-methoxy-2,2-dimethyl-3a,4,7,7a-tetrahydro-[5,5'-
The solution of enone 7a (50 mg, 0.13 mmol) in methanol (0.5 mL) was degassed with a stream of argon for 15 min. After addition of cerium (III) chloride heptahydrate (71 mg, 0.19 mmol) the reaction mixture was stirred for 20 min, then cooled to 0 °C and sodium borohydride (6 mg, 0.14 mmol) was added in 2 portions. Reaction mixture was allowed to warm up slowly to room temperature and stirred for 3 h. The reaction mixture was diluted with 5 mL of EtOAc and the grey precipitate was filtered through a plug of Celite. After concentration under reduced pressure the product was purified by preparative TLC [hexanes:EtOAc (1:1)] to furnish 8a as a white foamy oil (48 mg, 96 %). 
